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3. Experimental Procedure 3.1. General procedure of Table 1 and Table S1 Pd precursor (0.0125 mmol) and ligand (0.025 mmol) were added to a 10 mL Schlenk flask with a magnetic stir bar. The flask was evacuated and backfilled with argon three times. Then, solvent (1.0 mL) was added to the flask and the resultant solution was stirred at room temperature for 10 min. Hydrosilane (0.55 mmol) and 3-phenylpropionyl chloride (1a) (74 L, 0.50 mmol) were added to the flask in this order and the reaction mixture was stirred at 40 °C for 1.5 h under an argon atmosphere. After cooling to room temperature, the reaction mixture was diluted with diethyl ester (5.0 mL) and tetradecane (50 L, 0.19 mmol) as an internal standard was added. The yield of 3-phenylpropanal (2a) was analyzed by gas chromatography. Table S1 . Effect of Pd precursors and solvents on the palladium-catalyzed reduction of 3-phenylpropionyl chloride (1a)
a .
a Reaction conditions: 3-Phenylpropionyl chloride (1a, 0.50 mmol), Pd-precursors (0.0125 mmol, 2.5 mol %), P(Mes) 3 (0.025 mmol, 5.0 mol %), HSiEt 3 (0.55 mmol), in solvent (1.0 mL), at 40 ºC for 1.5 h.
b
Analyzed by GC analysis. Table 2 and Table 3 .
General procedure of
Pd(dba) 2 (7.2 mg, 0.0125 mmol) and P(Mes) 3 (9.7 mg, 0.025 mmol) were added to a 10 mL Schlenk flask with a magnetic stir bar. The flask was evacuated and backfilled with argon three times. Then, toluene (1.0 mL) was added to the flask and the resultant solution was stirred at room temperature for 10 min. HSiEt 3 (88 L, 0.55 mmol) and 1 (0.50 mmol) were added to the flask in this order and the reaction mixture was stirred at 40 °C for 1.5 h under an argon atmosphere. After cooling to room temperature, all volatiles were removed in vacuo and 2 was isolated by silica gel column chromatography (Hexane : EtOAc = 13 : 1). 
S5

Characterization of the Compounds
The compounds 2f, 2g, 2o, and 2r were characterized by GC analysis. Figure S2 . 13 C NMR spectrum of 3b in CDCl 3 .
2-Tridecenal (2w):
